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with ethyl acetate (300 mL) and filtered to remove the potassium carbonate. The filtrate was washed with saturated aqueous NH 4 at 0ºC under N 2 and the resulting mixture was stirred overnight at ambient temperature. Then the reaction was quenched with saturated aqueous Na 2 CO 3 . The crude product was extracted with CH 2 Cl 2 and dried over Mg 2 SO 4 . The corresponding product was obtained after purification by column chromatography.
Synthesis of (S)-2-Ethoxy-4-tBu-4,5-dihydro-1,3-oxazole:
Using (S)-tert-leucinol instead of (S)-phenylglycinol to accord to above procedure yielded pro-ligand. L 1 : To a stirred solution of (S)-2-Ethoxy-4-phenyl-4,5-dihydro-1,3-oxazole (1.91 g,10.00 mmol) was added 2-aminoethanol (7.5 g, 100 mmol) at ambient temperature. The reaction mixture was heated to 70ºC for 12 h. The mixture was diluted with CH 2 Cl 2 and washed with saturated aqueous NaCl and dried over Mg 2 SO 4 . The corresponding ligand was obtained after purification by column chromatography. 1 
Complexes 1a-8a synthesis
General process: M(N(Si(CH 3 ) 3 ) 2 ) 2 (0.20 mmol) in toluene (5 mL) was added to a stirred toluene solution (5 mL) of ligands 1-4 (0.20 mmol).
The reaction was stirred at ambient temperature for 2 h, and concentrated to 1.0 mL to give oil, and then the product was washed with hexane three times and dried under reduced pressure. The white solid was produced about 80% yields. and decrease of peak for ε-CL (1290 cm -1 ) over time using 1a. Reaction conditions:
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Figure S11. In-situ IR spectroscopy showed the increase of peak for PCL (1211 cm -1 ) and decrease of peak for ε-CL (1290 cm -1 ) over time using 1a. Reaction conditions: 
